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General considerations
All reactions were carried out on oven dried Schlenk glassware using septa and syringes under nitrogen atmosphere. Toluene and THF was refluxed under nitrogen atmosphere over sodium, destilled and stored in a Schlenk flask over molecular sieve 4 under nitrogen atmosphere.
Commercial grade reagents were used as supplied without further purification and were purchased from abcr GmbH & Co. KG, Acros Organics, Alfa Aesar GmbH & Co. KG, Avocado Research Chemicals Ltd., Chempur Feinchemikalien GmbH, Merck KGaA, Riedel- EI mass spectra were measuresd on Finnigan MAT 8200 spectrometer and MALDI mass spectra were mesasured on Ultraflex I spectrometer.
IR spectra were obtained on Shimadzu IRAffinity-1 which works with the attenuated total reflection (ATR) method. The intensity of signals is abbreviated as follows: s (strong), m (medium), w (weak).
The melting points (uncorrected) were measured on Reichert Thermovar. , and sodium tert-butoxide (865 mg, 9.00 mmol)) were successively added to the solvent. The mixture was stirred in a preheated oil bath at 100 °C for 40 h and was then allowed to come to room temperature. After complete conversion (monitored by TLC) water (50 mL) was added and the mixture was extracted with dichloromethane (3 x 50 mL). The combined organic layers were dried with anhydrous magnesium sulfate and the desiccant was removed by filtration. After removal of the solvents in vacuum the residue was adsorbed on Celite ® and purified by chromatography on silica gel to give dithienothiazine 3. under a nitrogen atmosphere. Then, the solution was cooled to -78 °C, n-BuLi (0.72 mL, 1.2 mmol, 1.6 M in hexane) was added and afterwards dithienothiazine 3c (0.50 mmol) was added in several portions. The solution was stirred at -78 °C for 2 h. Afterwards DMF AcroSeal ® (0.1 mL, 1.3 mmol) was added and stirring was continued for another 1.5 h. At -78 °C the reaction mixture was quenched with water (25 mL) and was allowed to come to room temperature. The mixture was extracted with dichloromethane (3 x 20 mL) and the combined organic layers were dried with anhydrous magnesium sulfate. After removal of the solvents under reduced pressure the residue was adsorbed on Celite® and purified by chromatography on silica gel to give 2,6-disubstituted dithienothiazine 5. Then, the temperature was rised to 50 °C for 70 min. After cooling to room temperature an aqueous workup was performed using brine and dichloromethane. The combined organic layers were dried with anhydrous magnesium sulfate. The solvent was removed under reduced pressure, the residue was adsorbed on Celite ® and the crude product was purified by flash chromatography on silica gel (0.1 mL, 1.3 mmol) was added and the stirring was continued at -78 °C for another 0.5 h. After the addition of water (0.5 mL) the reaction mixture was allowed to come to room temperature. At this temperature (2-ethoxy-2-oxoethyl) triphenylphosphoniumchloride (7) (231 mg, 0.6 mmol) was added and afterwards the temperature was rised to 50 °C for 1 h. Then the reaction mixture was cooled to room temperature and an aqueous workup was performed using brine and dichloromethane. The combined organic layers were dried with anhydrous magnesium sulfate. The solvent was removed under reduced pressure, the residue was adsorbed on Celite ® and the crude product was purified by flash chromatography on silica gel (hexane/ethyl acetate 30:1 with 2 % triethylamine; R f = 0.17).
4-Phenyl-4H-dithieno[2,3-b:3',2'-e][1,4]thiazine-2,6-dicarbaldehyde (5b)
N
2,2'-(4-Phenyl-4H-dithieno[2,3-b:3',2'-e][1,4]thiazine-2,6-diyl)bis(propan-2-ol) (5c)
Spectroscopic data of compound 6
Analytically pure (2E,2'E)-Diethyl-3,3'-(4-(4-hexylphenyl)-4H-dithieno[2,3-b:3',2'-e][1,4]thiazin-2,6-diyl)di-acrylate (8) (225 mg, 79 %) was obtained as a dark red viscous oil. 
Spectroscopic data of compound 8

